In mass spectrometry, the type and design of ionization source play a key role on the performance of a given instrument. Therefore, it is of paramount importance to evaluate newly developed sources for their suitability to analyze food contaminants like pesticide residues. Here, we carried out a head-to-head comparison of key extraction and analytical performance parameters of an electrospray ionization (ESI) source with a new atmospheric pressure ionization source, UniSpray (US). The two interfaces were evaluated in three matrices of different properties (coffee, apple, and water) to determine if multiresidue analysis of 81 pesticides by QuEChERS extraction and LC-MS/MS analysis could be improved. Depending on the matrix and irrespective of the chemical class, US provided a tremendous gain in signal intensity (22-to 32-fold in peak area, 6-to 7-fold in peak height), a threefold to fourfold increase in signal-to-noise ratio, a mild gain in the range of compounds that can be quantified, and up to twofold improvement of recovery. UniSpray offered comparable linearity and precision of the analyses with ESI, and did not affect the ion ratio. A gain in sensitivity of many compounds was observed with US, but in general, the two ionization interfaces did not show significant difference in LOD and LOQ. UniSpray suffered less signal suppression; the matrix effect was in average 3 to 4 times more pronounced, but showed better values than ESI. With no effect on recovery efficiency, US improved the overall process efficiency 3 to 4 times more than ESI.
Introduction
To gather surveillance data from the occurrence and background levels of both recognized and newly identified contaminants in foods, low limits of quantification (LOQs) are required, in order to estimate human daily intake for risk assessment [1] . Therefore, to analyze compounds like pesticide residues in foods and beverages, there is a constant need for more precise and accurate methods and instruments. The ability to quantitatively determine trace levels of residues in samples is essential to monitor and preserve consumer's health in a precise and more effective way. Among the various techniques of analysis of pesticide residues in water and food items, liquid chromatography (LC) coupled by an atmospheric pressure ionization (API) source to tandem mass spectrometric (MS/MS) detection is the technique of choice, because it offers high throughput, selectivity, and sensitivity as well as its suitability for a wide range of compounds in various sample matrices [2] [3] [4] . It has been observed that the type and the design of an ionization source can have a significant influence on the performances of a bioanalytical method like LC-MS/ MS [5] . Furthermore, several studies have demonstrated the differences on the ionization of specific classes of compounds and differences effects of the matrix, observed between Electronic supplementary material The online version of this article (https://doi.org/10.1007/s00216-019-01886-z) contains supplementary material, which is available to authorized users. different sources [6] [7] [8] [9] [10] [11] . It is therefore of high interest for LC-MS/MS pesticide residue analysis, to evaluate the performances of newly introduced ionization sources in order to highlight their benefits and limitations in comparison with the source that is most commonly applied, i.e., electrospray ionization (ESI) [12] .
UniSpray (US) ionization or impactor ionization is a novel atmospheric ionization technique developed by Waters Corporation that makes use of a high-velocity spray, created from a grounded nebulizer impacting on a high-voltage target (stainless steel rod), to ionize analytes in a similar fashion to ESI but promotes extra droplet break-up and desolvation via additional Coandă and vortex effects [13] . Comparatively with ESI, US was proven more performant in analysis of various compounds. The US interface showed a fivefold increase in method sensitivity, with an improved signal intensity, linearity, and repeatability on various matrices in comparison with ESI, for the analysis of prostaglandins and thromboxanes [14] . Similarly, for 24 pharmaceutical and biological compounds, US above ESI improved the dynamic range of analytes at lower concentrations and the sensitivity of late eluting compounds [12] . The novel source US generates very similar spectra compared with ESI, predominantly producing protonated or deprotonated species, but improves the intensity of the MS signal by more than twofold on average. The differences in source design between ESI and US have no significant effect on the adduct formation (e.g., proton, sodium, potassium adducts) and up-front fragmentation [6] . However, little is known on the performance of US for routine multiresidue analysis of pesticides in different matrices, as compared with the current largely used ESI.
Despite the numerous advantages of LC-API-MS/MS over other analytical techniques, the quantitative analysis of biological samples is complicated by the presence of matrix components that co-elute with the compound(s) of interest and can interfere with the ionization process in the mass spectrometer, causing ionization suppression or enhancement [15] . This phenomenon, called matrix effect (ME), was first described in 1993 [16] and until today, its mechanism is not fully understood. The ME is defined as the change in the signal intensity of an analyte in a matrix solution compared with the signal intensity in the corresponding solvent [17] . Matrix effects cause a compound's response to differ when analyzed in a biological matrix, with signal suppression or enhancement effects, and therefore, must be determined and quantified to ensure acceptable quantitative results in pesticide residue analysis. The extent of ME can be influenced by some instrumental parameters such as the ionization source [18] and ionization mode [7] . Differences were observed in ME percentages of US and ESI analysis of pharmaceutical and biological compounds from plasma and bile [12] . These unpredictable effects are a regular problem for API sources [15] , so the ME of novel sources must be investigated for analysis of specific compounds like pesticides in various matrices. Besides, the ME is used to describe the analyte ionization efficiency, while the efficiency of separating analyte from the sample is measured by the recovery. The process efficiency (PE) then summarizes the efficiency of sample preparation (extraction recovery) and analyte ionization during LC-MS/MS analysis (ME). Hence, PE is the suitable parameter for assessing the overall performance of an analysis method [2] .
Therefore, this study aimed at determining whether multiresidue analysis of pesticides in food and water on the same LC-MS/MS system can be improved with US, comparatively with the commonly used ESI. The selected active ingredients (a.i.) belong to largely used pesticide classes, i.e., insecticides, fungicides, herbicides, nematicides, and acaricides, and are a good representative selection for such study because of their variable hydrophobic character and their different physicochemical properties. Matrices with different analytical challenges, textures, and physicochemical properties, and also largely consumed, including an agricultural dry product (coffee), a fresh product (apple), and water, were selected. Key extraction and analytical performance parameters like signal intensity, signal-to-noise (S/N) ratio, linearity, accuracy, precision, relative abundance (ion ratio), range of a.i., extraction recovery, sensitivity, and ME, as well as process performance parameters like recovery efficiency (RE) and PE were evaluated and compared.
Materials and methods

Reagents
Analytical grade reagents of above 99% purity were used in the experiments. UPLC-grade acetonitrile was procured from VWR Chemicals (Leuven, Belgium), and anhydrous magnesium sulfate, disodium hydrogen sesquihydrate, trisodium citrate dehydrate, sodium chloride, and pesticide a.i. standards were purchased from Sigma-Aldrich (Bornem, Belgium). The 15-ml-d-SPE tubes as well as Sep-Pak cartridge C18 column were obtained from Waters (Milford, MA, USA). Water was produced locally though a Milli-Q purification system.
Sample collection and preparation
Raw coffee beans and apples were purchased in organic shops in Ghent, Belgium. Traces of epoxiconazole, imidacloprid, pyraclostrobine, thiametoxam, and hexythiazox were found in blank coffee samples, as well as pyrimethanil in blank coffee and apple samples. They were used for correction of corresponding signals obtained in spiked samples. Extraction and clean-up were performed using the QuEChERS method commonly used in the multiresidue analysis of food matrices. Approximately 50 g of sample was ground to powder or paste using a household mill equipped with a stainless steel knife (Krups, Fleurus, Belgium). Precisely 2 g of coffee powder or 10 g of apple paste was weighed into a 50-ml Teflon-capped centrifuge tube, 8 ml of Milli-Q water was added in the coffee powder, and then 15 ml of acetonitrile was added to each sample, and the mixture was vigorously shaken for 1 min. A mixture of disodium hydrogen citrate sesquihydrate (0.75 g), trisodium citrate dihydrate (1.5 g), sodium chloride (1.5 g), and anhydrous magnesium sulfate (6 g) was added to the extract into the tube, which was agitated for 3 min at 300 rpm on a shaker (Edmund Bühler, Hechingen, Germany). The tube was centrifuged for 5 min at 10,000 rpm (Eppendorf, Leipzig, Germany) and the supernatant was collected. For clean-up of the coffee extract, 7 ml of the supernatant was pipetted into a 15-ml-d-SPE tube packed with primary secondary amines (PSA) and octadecyl (C18). The content of the tube was then shaken for 1 min, centrifuged for 5 min at 3000 rpm, and the supernatant collected. For LC-MS/MS analysis, 1 ml of the supernatant was diluted 10 times with Milli-Q water, and 2 ml of the diluted solution was sampled into a screw cap autosampler vial for chromatography analysis. For the other sample sets (pre-extraction spiked samples), before the step of addition of 15 ml of acetonitrile, samples were spiked at 0.01 mg/l with each pesticide standard. The spiked samples were left for 1 h at room temperature to allow pesticide absorption into sample before being subjected to the extraction, clean-up process, and analysis as described previously.
For water samples, Sep-Pak cartridges were used for extracting the pesticides spiked in Milli-Q water [19] . Methanol (1 ml) and water (1 ml) were consecutively used to activate the cartridge before loading the sample. One liter of Milli-Q water sample was passed through the cartridge and pesticides were retained on the column. The pesticides were then desorbed with 10 mL of acetonitrile; the extract was diluted 10 times with Milli-Q water and sampled for chromatography analysis. The other water sample sets (pre-extraction spiked samples) were spiked at 0.01 mg/l with each pesticide standard before Sep-Pak cartridge extraction as described previously.
Liquid chromatography tandem mass spectrometry analysis
The protocol from Galani et al. [20] was followed. The equipment consisted of a Waters Acquity UPLC module coupled to a Waters Xevo TQD tandem triple quadrupole mass spectrometer, equipped with ESI or US ion source (Waters, Milford, MA, USA). Separation was carried out through a HSS T3 column (100 mm × 2.1 mm, 1.8 μm) (Waters) maintained at 40°C. The injection volume was 10 μl; mobile phase A consisted of a 0.1% formic acid solution in water while mobile phase B was acetonitrile with 0.1% formic acid. The flow rate was set at 0.4 ml/min with a run time of 10 min. The separation started with an initial gradient of 98% mobile phase A for 0.25 min, followed by a linear gradient to 98% mobile phase B from 0.25 to 7 min which was maintained for 1 min. Then, a linear gradient was used to 98% mobile phase A and column was reconditioned for 1 min. The analyses were performed with US and ESI consecutively with less than 24-h interval gap between the two interfaces, with the parameters presented in Table 1 . The ESI capillary position in relation to the mass spectrometer aperture as well as the US source protrusion of the capillary within the nebulizer tube and the vertical and horizontal position of the probe tip towards the metal rod were optimized for achieving best results. Analyses of pesticides were performed in positive ion mode, except for fludioxonil and 2,4-D, which were analyzed in negative ion mode. The analytes were monitored and quantified using multiple reaction monitoring (MRM). The optimization of the MS/MS conditions, identification of the precursor and product ions, and selection of the cone and collision voltages were performed with direct infusion of their individual standard solutions prepared at 1 mg/ml in acetonitrile/water (10/90). After the optimization of the collision cell energy, two different m/z transitions were selected for each analyte, one for quantification (QIT) and one for confirmation (CIT). The dwell time was calculated automatically. Parameters of acquisition method are summarized in Table 2 . MassLynx 4.1 software (Waters, Milford, MA, USA) was used for the LC-MS/MS system control and data acquisition and analysis.
Evaluation of the performance
Eight replicate injections of each sample were performed. To determine the linearity, five different concentrations of the stock solution (0.1, 0.05, 0.01, 0.005, 0.001 mg/l) were prepared by dilution with acetonitrile/water (10/90) to form a calibration curve. The signal intensity (peak area and peak height), S/N ratio, and relative abundance (ion ratio) of the QIT were calculated by the software. The sensitivity was evaluated by determining the limit of detection (LOD) and the limit of quantification (LOQ), which were statistically calculated based on the t 99 S LLMV method [21] , by multiplying the standard deviation of the detected pesticide concentration at 0.01 mg/l from the eight replicates by 2.998 (for LOD) and 10 (for LOQ). The accuracy (percentage extraction recovery, %recovery) was calculated by dividing the recovered concentrations by spiked concentration. Finally, the precision (percentage relative standard deviation, %RSD) was obtained by dividing the standard deviation by the average calculated concentration. Matrix effect was determined by post-extraction spike matrix comparison [2] . A set of blank samples was spiked after the procedure of pesticide extraction, at 0.01 mg/l and thoroughly mixed. These post-extraction spiked samples were then diluted 10 times and analyzed as previously described. The peak area of the pesticide in solvent (A), the peak area of the pesticide in post-extraction spiked samples (B), and the peak area of the pesticide in pre-extraction spiked samples (C) were used to calculate the matrix effect (ME), recovery efficiency (RE), and process efficiency (PE) as follows [22] : A value of 100% indicates that there is no absolute ME; if the value is above 100%, there is a signal enhancement and there is signal suppression if the value is < 100%.
Statistical analysis
The number of times (fold) US was higher or lower than ESI value was obtained by dividing each US value by its counterpart ESI value. To determine statistically if the US improved the performance of analyses, the means of different parameters were compared between US and ESI using a one-tailed paired Student's t test; p values less than 0.05, 0.01, and 0.001 were considered significant, highly significant, and very highly significant, respectively. The software SPSS Statistics 19.0 (IBM Corporation, NY, USA) was used.
Results and discussion
Linearity
For the tested concentration range (0.001 to 0.1 mg/l), a very highly significant difference (p = 0.000005) was observed between the values of US and ESI (Electronic Supplementary Material, ESM) but in both cases, the r 2 values were very good: they ranged from 0.9976 to 0.9999 with US, and from 0.9983 to 0.9999 with ESI. The significant difference between ESI and US may result from the fact that the r 2 values are very close to each other. Similar linearity with r 2 values ranging from 0.994 to 0.999 but with no significant difference between US and ESI was previously reported for pharmaceutical compounds [14] .
Signal intensity
There was a very highly significant difference in peak areas obtained with the two interfaces in the three matrices (p = 0.0000002, 0.000035, and 0.000001 in apple, coffee, and water, respectively); US allowed a tremendous gain in intensity, up to 22.4 times in apple (spinosad D), 31.6 times in coffee (spinosad D), and 24.5 times in water (kresoxim-methyl). In average, the gain in peak area with US was 6.4-fold in apple, 7.0-fold in coffee, and 7.2-fold in water (Table 3) . Similarly, a highly significant increase of peak height was obtained with US (p = 0.0000001, 0.000033, and 0.000002 in apple, coffee, and water, respectively), and peak 21.3 times higher was obtained with spinosad D in apple, 21.1 times higher with spiroxamine in coffee, and 20.3 times higher with kresoximmethyl in water. In general, US allowed a peak height gain of 6.3-fold in apple, 6.8-fold in coffee, and 6.9-fold in water (see ESM). A general increase in peak area ranging from a factor 1.1 to 15 with an average around 2 was observed with US for analysis of prostaglandins and thromboxanes [14] . Likewise, US showed an intensity gain of a factor 2.2 compared with ESI when analyzing by infusion, a mix of 22 pharmaceutical compounds. The design of the UniSpray source helps to promote droplet break-up and desolvation which has a significant effect on signal intensity [6] .
Signal-to-noise ratio
A very highly significant increase of S/N ratio of US over ESI was obtained in all the three matrices (p = 0.00000001 in apple and in coffee, p = 0.0000001 in water). The highest increase of S/N ratio was 18.3 times in apple with spinosad D, 29.4 times in coffee with spinosad D, and 11.2 times in water with fludioxonil. In average, US increased the S/N ratio more than that of ESI by 3.4-fold in apple, 3.8-fold in coffee, and 3.3-fold in water (Table 3) . Lubin et al. [14] have observed similar S/N ratios between US and ESI for four out of the five prostaglandins and thromboxane compounds investigated; a distinct increase of S/N ratio with US was obtained for 11-dehydro-thromboxane B(2) (11-dTXB2).
As a result of this increase in S/N ratio with US, more compounds could be detected and quantified at low level. Table 4 presents the distribution of pesticide active ingredients which could not be recovered from pre-extraction spiked samples by using UniSpray and/or electrospray interfaces. Depending on the matrix, while imazalil, triademinol. and methomyl could only be quantified with ESI, US solely could allow the quantification of temephos, thifensulfuron, fludioxonil, bentazon, and kresoxim-methyl. A gain in the range of compounds that can be quantified just by changing the ionization source is an important benefit, especially when multiple residues have to be analyzed in single run.
Ion ratio
No significant difference was found between US and ESI in all the three matrices (see ESM). This can be justified by the similarities in the ionization mechanism of the two interfaces. With US, molecules of the studied pharmaceutical compounds were ionized in a similar fashion to ESI, predominantly producing protonated or deprotonated species. Adduct formation (e.g., proton and sodium adducts) and in-source fragmentation were shown to be almost identical between the two sources [6] . Additionally, the spectra generated when using US closely resemble those from ESI analyses so, although there is no voltage applied to the capillary tip, it is likely that the eluent contains ions formed from solution phase redox reactions and other physical processes. It is also possible that surface-based effects on the US impactor pin, and additional gas phase phenomena, could further contribute to ion formation [13] . 
Accuracy (%recovery)
The extraction recovery percentage varied largely among the active ingredients and recovery as high as 342.9% was recorded with spinosad D in apple. Pesticides pyrimethanil, spinosad A, spinosad D, and spirodiclofen showed recoveries above 120% in most of the matrices with the two interfaces, while low recoveries were mostly obtained with metsulfuron-methyl and imazalil. As compared with ESI, recovery obtained with US showed a very highly significant increase (p = 0.0000002, 0.001067, and 0.000002 in apple, coffee, and water, respectively), with up to 8.8-fold increase observed in apple (spirodiclofen), up to 10.6-fold increase obtained in coffee (temephos) and up to 6.3-fold increase recorded in water (monocrotophos). However, in average, the gain in recovery percentage with US was 1.4-fold in apple, 1.9-fold in coffee, and 1.5-fold in water (see ESM). High recoveries of spinosad A and D have been previously observed [20] and may result from the ionization of spinosad from reaction with QuEChERS salts that forms a complex with a strong signal enhancement matrix effect.
Precision (%RSD)
For the great majority of analyses, the %RSD remained below the acceptable 20% [23] , except bentazon with US, and terbuthylazine, monocrotophos, terbufos, and temephos with ESI. The difference in %RSD between US and ESI was very highly significant for pesticides analyzed in apple (p = 0.0008) and in water (p = 0.0001), and was highly significant for coffee (p = 0.0012). In general, the two interfaces showed equal precision for pesticide residue analyses in apple, and US was 1.7 times more precise than ESI for analyses in coffee (see ESM). Lubin et al. [14] found that US offers a better precision than ESI, for three out of five prostaglandins and thromboxanes in two matrices, human plasma, and pig colon. The high values of %RSD found indicate that these pesticide chemistries favor high variations among repetitions and therefore require more refinement of the protocol for improving within-laboratory reproducibility.
Sensitivity
For the analyses of 81 pesticides in the three matrices, lower LOQs were obtained with US; it ranged between 0.0001 and 0.0333 mg/kg, while it was between 0.0001 and 0.0478 mg/kg with ESI. However, the overall LOD and LOQ did not significantly vary between the two ionization interfaces (Table 3) . For analysis of prostaglandins and thromboxanes, Lubin et al. [14] reported that sensitivity was improved for three out of five compounds measured on the UniSpray source, with an increase up to factor 5, probably due to the high signal intensity resulting in saturation phenomena. In our study, we have observed a non-significant factor 1.2 to 1.3 improvement of sensitivity with US, although a rather tremendous increase of signal intensity was obtained with this novel interface. In fact, the gain in sensitivity with US was clear for some compounds, with improvement of LOQ as high as 8.9 times with thiofanate-methyl in apple and 6.7 times with metsulfuron-methyl in water (Table 3 ). This can be explained by the gain in signal intensity but this improvement could not be generalized to the total large number of analytes we screened. This clear gain in signal intensity could however result in better accuracy and precision for lower concentrations of analytes, and thus increase the sensitivity of the method. But, better sensitivity is guaranteed only if selectivity is warranted, and thus depends also on the type of mass spectrometer used (e.g., high-resolution MS, MSn, ion mobility capabilities) and the nature of the sample (background) [6] . Further investigation on a broad set of spiked concentrations is needed to draw clear conclusion on the increase in signal intensity and sensitivity observed with US in multiresidue analysis of large number of pesticides.
Matrix effect
Matrix effect values of 100 ± 20% are considered suitable values and indicate a small ME [24] . With US, a strong signal enhancement was mostly observed in apple, the highest values were recorded with fenpropimorf in apple (634.1%), pyrimethanil in apple (616.3%), spinosad A in apple (497.3%), pyrimethanil in water (477.4%), spinosad D in apple (451.4%), and pyrimethanil in coffee (312.2%); most of the other analyses showed ME values below the lowest suitable 80% value. With ESI however, none of the value was found within the suitable range, the signal suppression was more pronounced, and the highest ME values were obtained with pyrimethanil in apple (58.8%), fenpropimorf in apple (45.4%), and pyrimethanil in water (41.4%); all the other analyses showed ME values below 30%. The difference in matrix effect between the two interfaces was highly significant in apple (p = 0.0020) and water (p = 0.0014), and very highly significant in coffee (p = 0.0004) ( Table 3) . Similar ME values were found by Chawla et al. [17] who showed that MEs were dependent on the nature of both the commodity and the analyte and observed that most of the pesticides showed signal suppression in tomato, capsicum, and cumin matrixes. They also reported very high MEs of 2360.9 and 1250.8% for quizalofop-p-tefuryl and tebuconazole, respectively.
In the case of chromatography coupled with MS, the predominant cause of ME is the presence of undesired components that 10 12 co-elute in the chromatographic separation and either compete for access to the surface of the droplets and subsequent ion evaporation, or induce changes in eluent properties that are known to affect the ionization process (such as surface tension, viscosity, and volatility) [17] . For most of the analyses in our study, a high signal suppression was observed, but the ME percentages were better with US, suggesting a milder ME with the new interface. In analyzing five pesticides in six matrices, Lucini et al. [25] also observed that ME occurred as ionic suppression and was found in the range of 5 to 22% depending on the compound. For 19 pharmaceutical and biological compounds tested, a quite similar ME was observed between US and ESI, but depending on the matrix and ionization mode, a small but statistically significant lower percentage of ME could be observed for US in plasma and bile in the positive ion mode, and bile in negative ion mode [12] . The difference with our results can be due to the differences of the chemistry of the compounds tested and of the solvents we used.
Recovery efficiency
The RE varied between 1.9 and 150.0% with US, and between 1.7 and 165.5% with ESI. Irrespective of the matrix, with US, the RE percentage of 21% of the analyses was found between the suitable RE values of 100 ± 20%, while with ESI, 24% of the analyses were suitable. A significant difference was found between the RE of US and ESI in apple (p = 0.023259) and water (p = 0.037114), while in coffee, the two interfaces showed no significant difference. But in average, no difference of RE was found between the two interfaces and in the three matrices (see ESM). Lucini et al. [25] found that REs of five pesticides in six matrices were good and substantially comparable, in the range of 93-96%. The extraction recovery measures the efficiency of the analyte extraction process during sample pre-treatment (QuEChERS extraction), and the RE measures the influence of the analyzing instrument on the recovery. This implies that the two interfaces react similarly irrespective of the analyte extraction; hence, the difference of performance will mostly be based on how the interface deals with ME.
Process efficiency
The values of PE related to quantitative determination of pesticide residues followed the same pattern as ME. The PE was higher with US over ESI in almost all the analyses. A 3.9-fold increase was observed in apple and coffee, while the increase was 3.4-fold in water. The observed increase of PE with US was significant in apple (p = 0.0108), highly significant in coffee (p = 0.0051), and very highly significant in water (p = 0.0002) ( Table 3) . Lucini et al. [25] found more closer values (74% to 90%) of PE for analysis of five pesticides in six matrices and suggested that the differences in terms of overall PE of each compound can be ascribed to different MEs, rather than to poor recoveries due to ineffective extraction efficiencies of the QuEChERS procedure. In our study, a tentative correlation of the evaluated performance parameters and chemical class of the active ingredients showed no correlation. Similar results were obtained by [14] who observed no correlation between signal increase and chemical structure or physicochemical data of the pharmaceutical compounds analyzed. Also, no correlation could be found between the different gains obtained with ESI or US and the molecular weight, functional groups, pKa, or logP of the studied pharmaceutical compounds. This implies that complex ionization mechanisms are involved with the UniSpray source [6] .
Conclusion
This work reports the first results of pesticide residue analysis with UniSpray, a novel API source for LC-MS, in comparison with ESI, for 81 active ingredients of diverse pesticide classes and physicochemical properties, and in three different matrices, apple, coffee, and water. The new source provided comparable and good linearity; it considerably increased the signal intensity and improved the S/N ratio. No significant effects on precision and ion ratio were found. UniSpray also offered a slight gain in the range of compounds that can be quantified, as well as in the recovery percentage. The US allowed a gain in sensitivity for many compounds, but overall, the LOD and LOQ did not significantly vary between the two ionization interfaces. Signal suppression was less pronounced with US, allowing most of the ME values to be within the acceptable range, while it was more prominent with ESI and none of the value was found within the suitable ME range. The ionization sources did not affect the RE, whereas the PE was higher with US in almost all the analyses. The studied performance parameters varied irrespectively to the chemical class of the active ingredients. For a better understanding of applications and benefits of US over ESI, further analysis of pesticides at different spiked concentrations and deep study of the ionization mechanism should be envisaged.
